Supplementary material: Table S1 .-Observed rate constants for the reactions studied as a function of reactants, concentrations, pH, temperature and pressure. 
Supplementary material: Table S1 .-Observed rate constants for the reactions studied as a function of reactants, concentrations, pH, temperature and pressure. The large enthalpy value is the expected for a dissociatively activated conjugate base mechanism. As for ΔS P , the zero value obtained does not agree with a simple dissociation of the ligand, nevertheless organization of the solvent in these systems, including hydrogen bonding between the dangling amine and the entering water ligand, can be held responsible for the shift to more negative values, as well as for the increased discrimination (RNH 2 /OH ! ) observed with respect to the Co III analogues. Finally, the values determined for ΔV P are also definitively less positive than expected for similar processes which possibly indicates a certain compression of the entering aqua ligand via hydrogen bonding to the generated dangling amine group.
